First single crystals of Na 2 [{(ON)Ce 4 }Cl 9 ] were obtained during synthesis attempts for the cerium nitride chloride Ce 2 NCl 3 (= {N 2 Ce 4 }Cl 6 ). With a molar ratio of 8 : 10 : 3 for Ce, CeCl 3 and NaN 3 along with an excess of the flux NaCl, the mixture obviously contained a small amount of CeOCl that led to the formation of Na 2 [{(ON)Ce 4 }Cl 9 ]. It crystallizes in the monoclinic space group P2 1 /m (no. 11) with two formula units in the unit cell with dimensions of a = 813.21(6) pm, b = 1146.13(9) pm, c = 942.86(7) pm and β = 107.504(5) °. As the dominating structural feature {ZCe 4 } 9.5+ tetrahedra are fused via trans-oriented edges to generate 1 ∞ {ZCe e 2 / 4 } 3.5+ chains (Z = 1 / 2 O + 1 / 2 N) just as in the structurally isotypic compounds A 2 [{Z 2 R 4 }X 9 ] (A = Na, K; R = Pr, Nd, Gd; X = Cl, Br; Z = O, O/N).
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Introduction
In rare-earth metal cluster complex chemistry, there are a few main-group elements, oxygen, nitrogen and sometimes carbon, which act as endohedral atoms Z for tetrahedral clusters, {ZR 4 } [1] . The formula type {OR 4 }X 6 (X = Cl, Br, I) with isolated {OR 4 } tetrahedra embedded in the cluster complex [{OR 4 }X 18 ] 8is observed for alkaline-earth and the pseudo-alkaline-earth rare-earth elements R = Ca, Sr, Ba, Sm, Eu, and Yb and may be considered as salts [2] . {OR 4 } tetrahedra are also seen in {ZLa 4 }Br 7 [3] with two or three excess electrons depending on whether nitrogen or oxygen atoms are considered as endohedral atoms. An example for an isolated tetrahedral cluster centered by a carbon atom was recently found for {CCe 4 }Cl 8 [4] and for the oligomer {C 10 Sc 24 }I 30 [5] .
Chains of edge-connected {ZR 4 } tetrahedra have been observed for the ternary compounds ZR 2 X 3 , i.e. {ZR 4/2 }X 3 with the structure of the tetrahedral chain analogous to that of SiS 2 , for R = La, Ce, Pr, Nd, Gd and Z = N [6] . Similar {ZR 4/2 } zig-zag chains, running along [010] of the monoclinic unit cell as the dominating structural feature, are also present in the quaternary compounds A 2 {Z 2 R 4 }X 9 which were observed so far with A = Na, K; R = Pr, Nd, Gd; X = Cl, Br; Z = O, O/N, not in all possible combinations [7, 6c] . We were now able to expand the number of rareearth element (R) examples to cerium with Na 2 [{(ON)Ce 4 }Cl 9 ].
One problem with these compounds is the nature of Z. It can be an oxygen and/or nitrogen atom. In all cases there are excess electrons, two if Z equals N and three with Z = O, which attest for the metallic lustre of the respective compounds. Under-occupation of the A sites has also been discussed [7c]. Mixed oxide/nitride occupation is known for quite a while, the first example perhaps have been single crystals of Sm 10 Si 6 O 24 N 2 [8] .
Results and Discussion
The new cluster complex chloride Na 2 [{(ON)Ce 4 }Cl 9 ], which most likely contains a mixed occupation of oxygen and nitrogen atoms encapsulated in cerium tetrahedra, crystallizes in space group P2 1 /m of the monoclinic system with a = 813.21(6) pm, b = 1146.13(9) pm, c = 942.86(7) pm, β = 107.504(5)° and Z = 2 (see Table 1 for the atomic coordinates and U eq values). Considering bond lengths of 1  2  3  4  5  6  7  8  9  10  11  12  13  14  15  16  17  18  19  20  21  22  23  24  25  26  27  28  29  30  31  32  33  34  35  36  37  38  39  40  41  42  43  44  45  46  47  48  49  50  51  52  53  54  55  56  57  58  59  60 Ce 3+ ) = 234 -243 pm for CN(O 2-) = 4 and 269 pm for CN(O 2-) = 6) [14] , NaCl (d(Cl --Na + ) = 282 pm) [15] and Na 2 [{(ON)R 4 }Cl 9 ] (R = Nd, Gd; d(Cl --Na + ) = 272 -304 pm) [7c, 6c], the distances fall into a plausible range between 287 and 338 pm for Cl --Ce 3+ as well as 230 -238 pm for O 2-/N 3--Ce 3+ and 274 -308 pm for Cl --Na + bonds (see Table 2 ). Finally, the whole structure is assembled to 1 ∞ {ZCe e 2 / 4 } 3.5+ chains that are directly interconnected by (Cl3)and (Cl4)as well as by (Cl5/6) --Na + -(Cl5/6)bridges ( Fig. 3) .
Experimental Section
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